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AUTHORS: Vaynshteyn, F. M., Shilov, Ye. A, 79-28 -3-49/61 

TITLE; The Sulfolysis of the Sulfo Groups of Aromatic Sulfo Acids 
(Sul'foliz sul'forgrupp aromaticheskikh sul'fokislot) 

PERIODICAL: Zhurnal Obshchey Khimii, 1958, Vol. 28, Nr 3, pp. 782-787 
(USSR) 

ABSTRACT: The investigation of the migration of th sulfo Group showed 


that these reactions take place predominantly by the hydro- 
lysis of the sulfo acid and the subsequent sulfonation of the 
formed aromatic compounds. Cases are known, however, where the 
regrouping of the sulfo group takes place also in water-free 
sulfuric acid and even in oleum, i.e,Uo Konditions excluding 
hydrolysis. The opinion of some researchers thet this fact 
must be attributed to an intramolecular migration mechanism 
of the sulfo groups is not accepted by the authors because of 
stereochemical considerations: Thus it is, for instance, im- 
probable that the sulfo groups of 1,5 naphtalene disulfo acid 
could regroup in the positions 2 and 7 without losing their 


bond with the aromatic nucleus just for one moment, the 
Card 1/3 more,as in the absence of water other anionides could accept 
me : 4 . 
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The Sulfolysis of the Sulfo Groups of Aromatic Sulfo Acids 79-28-.3-49/61 


the réle of an acceptor of the molecule S03. In isolated 

cases sulfuric acid and its anion can bind’ SO forming pyro- 

sulfuric acid and the anion HS207. This way the nigrations 

of the sulfo &roup could inteanolecdiacd- not take place as 
hydrolysis but as 

decided to prove this as 

radioactive indicator. 

sulfonated had to be us 

sulfosroups into the u 

could have made more @ 

processes, The choice 


(TTA) and 2,4,6-phenol 
two acids was heated w 
acid, or, the oth 


e reaction products. It was 
the sulfo groups with TTC 
I - by substituting the HO3S-groups 
I - by sulfonating the product’cf 
With increasing content of S03 in the 
Card 2/3 sulfuric acid the stage I is slowed down and stage II is 
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accelerated. The velocity of the substitution of the H0O,S- 
-groups does not depend on the concentration of the - 
-group in sulfuric acid. In the sulfolysis PPA the sulfd 
group of this molecule seems to represent among the protons 
the nucleophil proton. 

There are 4 figures, 1 table, and 6 references, 2 of which 
H are Soviet. 


ASSOCIATION: Institut organicheskoy khimii Akademii nauk - S2.R 
(Institute for Organic Chemistry, AS USSR) 


SUBMITTED: March 5, 1957 
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20-119-4~30/60 
“AUTHORS: Kozinenko, I. K., Shilov, Ye. A., Member A8 Ukrainian SSR 
TITLE: The Kinetics and the Mechanism of the Oxidation of Alcohols 


and Aldehydes by Active Chlorine ( Kinetika i mekhanizn okisleniya 
alkogoley i al'degidov aktivnym khloron) 


PERIODICAL: Doklady Akademii Nauk SSSR, 1958, Vol, 119, 
Nr 4, pp. 737 - 740 (USSR) 


ABSTRACT: In the course of the present work meta-sulfcbenzyl alcohol and 
meta-sulfobenzaldehyde are used (in form of sodium selts), be- 
cause these compounds make the observation of the oxidation of 
the alcohol group ox the aldehyde group by active chlorine ‘n : 
an aqueous solution in a pure ‘state possible. The first chapter 
deals with the oxidation of aeta-sulfobenzyl alcohol. In the case 
of a constant pH value and a larger surplus of neta-sulfobenzyl 
alcohol the decrease of the titer of active chlorine in the pre- 


the other hand, reaction velocity is nearly exactly proportional 
Card 1/3 to the concentration of sulfoalcohol and can, in the general 
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ASSOCIATION; 


SUBMITTED: 
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hyperchlorous acid acts as a weskly oxidizing agent. After 

pH~y 4 the velocity of r action at first increases, but, in 
contrast to the oxidati.sn of alcohol, it does not pass through 

a maximum but attains a constant value which does not change os 
within the interval of pH values fron 8 to 13. The anions of 

the salts of the buffer mixture catalyze the reaction. The general 
kinetic equstion for this reaction is explicitly written down 

and is discussed in short, The last part of this work contains 
sone data concerning the production of samples and the carrying 
out of experiments. There are 2 figures, 1 table and 9 refer- 
ences, 5 of which are Scviet. 


Kiyevskiy politekhnicheskiy institut (Kiyev Polytechnic In- 
stitute) Institut organicheskoy khimii Akademii nauk USSR 
(Institute of Organic Chemistry AS Ukrainian SSR) 


November 10, 1957 
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AUTHORS: Vaynshteyn, Fe Mes gov /20-123-1-24/56 

’ Shilov, Ye. Aes Member, Acacemy of Sciences, 
Sokal ad os on the 

_ TITLE: “inetic Isotopic Effect /Todination deaction of Aromatic Amines 
‘Kine ticheskiy izotopnyy effekt Vv reaktsiyokh yodirovaniya 


aromaticheskikh aminov 


PERIODICAL: brand Akademii nauk SSSR, 1958, Vol 123, Nr 1 PP 93-96 
USSR 


ABSTRACTS ch was recently proved (Pef 1) that the introduction of iodine 
auto the aromatic dial«yl-eaino-sulfo acids is described by a 
tiree-molecular kinetic equation: 


2 
_ a. x, fe)? G+ eft) ED BI 
at 

(1), where M is the anion of the mentioned acid, B the basic 
component of the buffer mixture ana X the iodine cation or the . 
4odine molecule. it can be seen from equation (1) that either sd 
the base B or the second amine molecule take part in the 
iodination mechani3m. This phenomenon might be explained by 
two ways: A. The base acts as & proton acceptor (see scheme )« 

Card 1/4 B, A complex of tne following composition acts 28 jodinating 
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agent: X. . oNR Ar or in buffer solutions X... B 


(see scheme), In this case either a water molecule (as given 

in the scheme) or another base might serve as a proton acceptor. 
Both scheme A and B cannot be distinguished kinetically, it is, 
however, possible to choose between them by using the 
determinations of “he isotopic effect in substituting iodine 
for hydrogen. If the reaction follows the mechanism A, an 
isotopic effect will be seen. If the mechaniem B becomes 
effective, the isotopic effect is not necessary. The iodination, 
however, can proceed according to mechanism B also with isotopic 
effect, provided that the dissociation rate of the proton is 
comparable to the formation rate of the intermediate quinoid 
complex. In order to be able todecide upon the arising alternative, 
the authors have studied the iodination kinetics of several 
aromatic amines, amino carbons and amino-sulfo acids (Table 1). 
At the same time, the kinetic isotopic effect was determined by 
comparing the constants of the iodination rates in ordinary 
amino compounds and such containing deuterium. Apart fron some 
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ted followed equation (1). For primary amines and 
for methyl aniline % means che jodine-cation (hydrated or in 
. The jodination of the tertiary amino 
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compounds proceeds by two wayss bY 
f the latter with an 


4 and figure 4, As ca& 


sn a primary amino group. The 


the obtained 
2 referencess 


and. secondary amines 
aminocarvonic acids 
paper concludes with 


results. There are 4 figures 2 tables, and 1 
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3 ot which are Soviet. 


ASSOCIATION: Institut organicheskoy khimii Akadenii nauk USSR 
(Institute of Organic Chemistry of the Academy of Sciences, 
UkrSsR) 


SUBMITTED: July 24, 1958 
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~Yoraghtsovy the Correspradiag Member of the USSR Academy ¢* ; 


Sciences 


TITLE: The London Symposium on Theoretical Crganic Chemistry (London- 
skiy simpozium po teoreticheskoy organicheskoy khinii) 


FERIODICAL: Khimicheskaya nauka i promyshlennost', 1959, Vol 4; Nr l, 
pp 121-122 (USSR) 


ABSTRACT: The British Chemical Society organized a symporium on September 
15-17, 1958, in London. The symposium was atzended by more than 
850 chemists from various countries, among 4,em three from the 
USSR: the authors of this article and tht Member-Corresponden* 
of the USSR Academy of Sciences 0.A. Reutoe- 
ASSOCIATICNS: AN UkrSSR (Academy of Sciences of the UkrSSR). AN SSSR (USSR 
Academy of Sciences) 


Cerd 1/1 


ed]; LUSHCHEVSEATA, G.M.; HATKOV°ELY, K.1.3 
Ge: SHILOV, Ye Aes YASHIKOV, AA. 
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5 ( sov/21-59-6-15/27 
a onien Ye. A.) 
. AUTHORS: Shilov, 42-2 Academician of the AS UkrSSR, and Dvorko H, F. 
\ —{ovorke; 6. FAY ’ | : 
TITLE: Kinetics and Mechanism of Mercury Chloride Addition to the 


Triple Bond in the Presence of Lithium Chloride in Methanol 


PERIODICAL: Dopovidi Akademii Nauk Ukrains'koi RSR, 1959, Nr 6, 
pp 636 - 641 (USSR) 


ABSTRACT: The authors studied the kinetics of addition of HgCl. in the 


precence of Lil to certain acetylene derivatives in 
methanol at 50 Cy in soldered ampules contained in a thermo- 
stat. It was found that HgCl, does not add to phenylacetylene. 


Methyl ethers of phenyl propylic and n-nitrophenylpropylic 

acids react very slowly. HgCl, is added to methyl ethers of 
propylic and acetylendicarbonic acids at a measurable rave. 
Agel, is added to propylic ether at a rate about four times 


faster than to acetylendicarbonic ether under similar 
conditions. For acetylendicarbonic ether, the reaction is 
Card 1/4 complicated by simultaneous nucleophilic addition of NCl. 
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The reaction rate of HgCl, addition is monomolecular in an 
unsaturated compound. On doubling che HgCl, onncentration 


the reaction rate increases less tnan twice, and in case of 
LiCl, more than twice. The kinetic results of examinations 
of addition of HgCl, to methyl ethers of propylic acid are 


shown in Figures 1 and 2, where “a” is ether concentration 
in mol/l; "8B" is HgCl, concentration in mol/l; "c" is LiCl 


concentration in mol/l. Figures 7? and 5 show the speed of 
addition of hgCl, to dimethyl ether of acetylendicarbonic 


acid (7 investigations). Figure 4 shows the speed of 
nucleophilic addition of HC1 to the same ether. Figure 6 
shows dependence of the solubility of HgCl. in CH,0OH on the 
LiCl concentration at 30, 40 and 50°C, Alfowing for the 
presence in the solution of the equilibrium HgCl, + Licl 


—> HgCl,> + Li+, a4 tetramolecular kinetic equation is 
Card 2/4 proposed for describing the rate of the HgCl. 
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addition reaction: 


2 
v= ky [rR -¢ =cAfiges J(icu) ; 


A mechani 
forms 


gm of the reaction is expressed in the following 


aa (lad) CL 


/ 
HgCl, + Licl = ape cgtrReR—Cmt RPA —GaO-Relt 20 


a Hgclg+hi + ! 
l HgCl 
“ 
sf y Of 
R—- Cac—R : 
+ i 
i 
CH,CO,H \ 
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There are 6 graphs and 4 references, 3 of which are Soviet 
and 1 American 


ASSOCIATION: Institut organicheskoy khimii AN UkrSSR (Institute of 
Organic Chemistry of the aS UkrSSR) 


SUBMITTED: February 3, 1959 
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AUTHORS: Shilov, Ye. 4,, Academician of the s0v/20-124-2-61/71 
AS UkrSSR, Yasnikov, A. A. 

TITLE: On the Pert Alanine Plays in Biosynthetic Processes in Plants 
(Ob uchadtii alanina v biosinteticheskikh protsessakh v 
rasteniyakh) 


PERIODICAL: Doklady Akademii nauk SSSR, 1959, Vol 124, Nr 2, 
pp 459 - 461 (USSR) 


ABSTRACT: Alanine belongs to the substances forming during the initial 
stages of photosynthesis in plants (Ref 1). Little is known 
about its further transformations, especially about the 
problem mentioned in the title. It ia a remarkable fact that 
in the liver and the kidneys alanine may be a better donor 
of acetyl groups than acetic-, lactic- and pyruvic acid 
(Refs 3, 4). Alanine is of greatest importance as an inter- 
mediate product in the formation of rubber and carotene in 
Kok-Sagyz (a rubber producing type of composite flowers from 

Central Asia) (Ref 5), as well as of fate in linseed (Ref 6). 


Experiments proved that the danines2c0'” or -3-c'4 introduced 
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through leaves or roots can provide rubber with a higher 
radioactivity than it is the case with radioactive acetic 
acid or saccharides etc, under the same conditions, This 
holds also for carotene which, however, becomes also radio- 
active in the case of introduction of marked acetic acid. If, 
however, carbon in the alanine molecule in the carboxyl group 
is marked neither rubber nor carotene become remarkably 
radioactive. Figures 1 and 2 give as an example results of ; 
an experimental series. In other experimental series(Ref5 )ajanine- 
~2-¢14 caused in rubber ¢ 5 to 4 times higher activity than 
acetic acid, glycocol, acetoaceti> acid and several hexoses, 
The 1- and d-types of alanine take part to about the game 
extent in the formation of radioactive rubber as their 
racemic mixture. The results obtained prove that the 2-carbon 
residue fcrming as a result of the decarboxylation of alanine 
plays a part in different biosynthetic processes in plants. 
Alanine is obviously transformed into carotene molecules 
passingthrough the stage of pyruvic- and acetic acid (Fig 2), 
The higher rapidity and the degree of absorption of the 
alanine-2-carbon residue into rubber compared to acetic acid 
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point to the fact that the forming alanine decarboxylation 
product (apparently acetaldehyde imine) is not trans.ormed 

into an scetyl coenzyme A but that it takes immediately part 

in the formation of the molecules of rubber or its predecessors. 
The participation of alanine in several biosynthetic processes 
in plants is obviously due to the fact that alanine can serve 
as donor of 2-carbon acids: acetic acid and acetaldehyde imine. 
The latter form further links of the chain of biosynthetic 
reactions.. There are 3 figures and 11 references, 4 of which 

are Soviet. 


ASSOCIATION: Institut organicheskoy khimii Akademii nauk USSR (Institute 
of Organic Chemistry of the Academy of Sciences, UkrSSR) 


SUBMITTED: September 22, 1958 
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Kinetics and mechanisna of reactions between active chlorine 
and organic compounds. Part 13; Oxidation of the meta- 
gulfobenzyl alcohol ton. Ucr. khim. zhur. 26 no.Z:796 -217 
160, (MIRA 13:9) 


1, Kiyevskiy politekhn icheskiy institut organicheskoy 
khimii AN USSR. 
(Benzyl alcohol) 
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1. Institut organicheskoy khimid Akademii nauk USSR. 

2, Akademiya nauk USSR (for Shilov). 
(Substitution(Chenistry) ) 

(Deuterium) 
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. 2 yielded amylase of av. normal activity. The right concns. : 
ant proper ratios of the constituents of the medium are 
requisites for the production of potent amylase. Jt is 
recommended that the concn. of N in the Czapeck medium 
he increased 3-6 times and the concs. of the carbohydrates 
2-3 tances the original. Starch is the kest source of carbo- 
hydrate and inorg. NH, salts best source of N with the 
- -pitalium-at.a- neutral pH. When synthetle medimu was : 
twed in conjunction with starch and (NH gSOu methid 1 ; eS 
‘proved anast suited for the prottuction of active amnykur, Ral os 
NaNO, and KNO, are of equal value as sources for N, Lut 
the amylase produced is of Jower concen. With NH, -alts of 
org. acids high concn. of amylase was obtained with [hCOr 
NH, andinethod Ty 1 B. SLsyi9 tweet 
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VOWIKSOVA, ite¥e3 SHILOVA, Asa. 


r ayomori mold fungi. Ferts. 
Amylolytic enzymes ot the Aspergillus awano . ea AO) 


{4 spirt. pron. 30 no.536-10  '64. 


Vsesoyuznyy nauchno-issledovitel'skiy 


Wy ata = Pay 2 2. s 
Leah -~romyshlennosti (ror Shilova). 


ingtitut fermentnoy i spirtovoy p 
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SHILSVA, Ao be 


Yeas: : cpagation on mash converted by means of the ar of 
‘stergi’lus awamori, Ferm, i spirteprom. 30 nceSite7 . _ 
nis (mina 28-2) 
1, Vsescyuznyy nauchno-issledovatel'sxiy institut fermentnoy 1 
spirtev.7 promyfasennosti. 


Laws 5 
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MALOVICHKO, A.K.3 SHIKHOV, S.A.; SHILOVA, A.A. 


Characteristics of the gravity anomalous field in the area of 
the Kama-Kinel!' Depression based on prospecting data, Neftegez. - 
geol. 1 gaofiz. noe7:20-22 '65. (MERA 52:3) 


1. Kontora "Perm'neftegeofizika" 1 Permskiy gosudarstvennyy 
universitet. 
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FFENIKSOVA, R.V.; SHILOVA, A.A. 


Formation of enzymes in the surface culture of Aspergillus 
awanori. Ferm, 1 spirt. prom. 31 no.2:4-5 '65. 


(MIRA 18:6) 
1. AN SSSR (for Feniksova). 2. Vsesoyuznyy nauchno-Jasledovatel' skiy 
institut fermentnoy i spirtovoy promyshlennosti (for Shilova). 
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SHILO Serteieeeties: 


Materials on the systematics of larvae of the genera Glyptotendipes 


and Endochironoms (Diptera). Mat, k pozn. fauny i at ee 


zool, n0,32:403~418 '52. | 
; ya entomologii Moskovskogo gosudarstvennogo universiteta. 
( 


boratorl 
Ne jmur Valley diptera) (larvas—~ Insects) 
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eilLtVa, ae Ll. 
4The Components cf thea species | ani the Biology of Tenjipediiae 


(Shir onomiiac) Along th: Lover Gcurse of the anu-ier'. ® Sand Zicl 
Sei, 1¢scow State U, Loscow, 1753. (RZsBiol, No 1, Sep 54) 


sC: Sur. 432, 29 Lar 35 
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